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Reaction mechanisn of osazone formation. Dokl, AN SSSR 102 no.b6:
1147-1150 Je'55. (MIR: 8:19)

1. Chlen-korrespondent Akademil nauk SSSR {for Shemyakin) 2. In-
stitut biologicheskoy i1 meditsinskoy khimii Akademii meditsin-
skikh nauk SSSR

(Osezones) (Chemical reaction--Mechanism)
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PAUSON, Peter L,; KHOKHLOV, A.S., kendidat khimicheskikh nauk [translator];
_SHRMTAKIN, M.M., redaktor; ZAKHAL'YEVSKIY, V.A., redaktor;
GERASIMOVA, Ya,S,, tekhnicheskiy redaktor

{Chemistry of tropones and tropolones. Translated from the English]
Ehfmiia troponov i tropolonov. Persvod s angliiskogo A.S.Khokhlova.
Pod red, M.M.Shemiakina. Moskva, Izd-vo inostranmnoi lit-ry, 1956.

204 p, (MLRA 9:7)

1, Chlen-korrespondent AN 5SSR (for Shemyakin)
{Tropones) (Tropolones)
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BRODIONOV, V.M., akademik, redaktor [deceased]; KAZANSKIY, B.A., akademik,
redaktor; KNUNYANETS, I.L., ekademik, redaktor; -§§!yIAK1§L~!.H.
redaktor; MEL'NIKOV, N.N., professor, redaktor; TATTS, 5.%., redaktor;
SHEMASTINA, Ye.V., redaktor; KORNEYEVA, V.I., tekhnichegkiy redaktor

(RBeactions and methods of analysis of organic compounds] Reaktsii i
metody issledovaniia organichesicikh soedinenii. Moskva, Gos. nauchno-
tekhn, izd-vo khim. lit-ry. Vol.4, 1956, 319 p. (MLRA 9:7)

1. Chlen-korrespondent AN SSSR (for Shemyakin)
(Chemical reactions) (Isomers and isomerization)
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According to the article, "Iuvestigation in the Pield of
Sarcomyecin and Its Analogs. I. Synthesis of Dihydrocarbomyecin
and Its Antipodes," by M. M. Shemyakin et. al., of the Institute
of Biological and Medical Chemistry, Academy of Sciences USSR,
Japanese chemists discovered sarcomyecin in 1954%. The structure
of this antibiotic was worked out, however, by a group of
American scientists in the latter part of 1955. This compound is
known to have antibacterial properties and is active against
tumors. The American scientists also discovered that reduced
sarcomyecin, i. e., dihydrocarbomyecin, has the same activity
against tumors as the antibiotic itself.

Soviet scientists started seeking routes to the synthesis
of sarcomyecin and its analogs toward the end of 1955. The present
report constitutes the first publication of the results of this
research. The authors studied e¢nd developed a new synthesis of
the racemates of cyclopetanone-3-carboxylic and 2-methylcyclopnetanone-
3-carboxylic acids. The latter ¢f these acids was separated into
optically active antipodes, one of which is identical to
dihydrosarcomyecin. (Zhurnal Obshchey Khimii, Vol 27, No 3,
Mar 57, pp T42-748) (U)
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NESMEYANOV, A.N.;KNUNYANTS, I.L.;SERMYAKIN, M.M.:BOGOSIOVS
: o dde (ST A flalley nY B.M-;
SKURATOV, S.M.; KONEIN, A.%.; DEDETTTSXAYA, V.A; ROGOVIN, Z.

In memory of A A, Strepikheev; obityary, Bhur,ob.khim,.26 no,11:3224-

3226 N 56, (
MIRA 1031
(Strepikhaev, Almksandr Aleksandrovich, 1912-1955) )
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temp gave thefollomn > BII\H
" {from EtxO), BzNH’CH(OE‘)CO
EtOH); "BsNHCH! OPr)CmPr
: . BeNHCH OCuH )
PR ; BzNHCH{OC mq
0% REOHL): BaNA
: : gfmm MeQ )

c(om)co, . m. - 114-159 ; (from
i Thc procedure gutlined abore with I-app
COH gave 23 T and BarEzNHC Me;)COH.
(III),m 1034 (fmm 70% IIOH), alan; wlth 899%, BsNH- .
H(OH)COJCMei, m. 1264} m‘irom 70"5 McOH);: W use is
e of Me;COH contg. 3.1i% moisture,: there is obtained -
48 y IIT.  IF-on.firther hemng solidxﬁes at: l40° and re-_ -
o mclts ‘at 201° (decompn;) ;d pd. .
above, treated at 0% with
followed by 3.4 ¥.- .PhCH,QE
CIERCOEYOCH Pk,

H
: mlnntum of I'followed by : 3
. br. at 0° guve BzNHCE(OE)CO;CH,Ph, 31%; m, 125.6% -
(t‘mm 70% EtOI{) if the mitt is then treated wlth PhNI D

APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0"



"APPROVED FOR RELEASE: 08/23/2000 CIA-RDP86-00513R001549020019-0

5'

ﬁé MY oK 10 Pl
: CH,Ph. m,156-7° (from MeOE); piperidi
NHCH(NC;HW)CO;CH:P ;M 76»-9" Yrom 70% :
-The use of Me; COH- nnd PhNH; similarly gave 08% BsNH-
CH(NHP)COsC. wbil iNH; slone gave

)CO;CMey, . 165-6
% BsNHCH( NHPR)COFHP -4° (from MeOH).
: Useoufuc;r,sﬁ gnve%?%B:N EICH(SCH.PI:)COSCH,PI: :
04-4° (from MeOH), G. M, Kosola
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SHEMYAKIN, M.M.; RAVDEL', G.A.; CHIMAN, Ye.5.

Synthesis of peptides containitig an ol ~0xy~- oL -aminocacid ?esidu;;B)
Dokl.AN SSSR 107 n0.5:706-709 Ap '56. MLBA
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1. Chlen-korrespondent A 11teinakikh nauk SSSR.
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USSR/ Physical Chemistry - Molecule. Chemical Bond. B-k4

Abs Jour Referat Zhur - Khiniyz, Ho 3, 1957, 1233

fractional contribubion of  -electron interaction energy
(fourth number in paren-

to the total BH erergy in percent

theses), and the inceratomic O...H distance calculated
from staudard bond dist. and the bond angles (fifth nuu-
ber in parentheses in A.U,) have been deternmined for the
following compounds: the vapor of the nononethyl ether

of ethylecne glycol (1) at 120-122°(3665, 0, 0, O, - );

I in CCL, (II), in the rotio 1:400 (3605, 60, 0.96, 0,
1.80); phenol in IIL, - 400 ratio (3605, 0, 0, O, -); gu-
aiacol in II, 1:k00 (3530, 95, 0.99, O, 2,20); oxyoctenol
in II, 1:%00 (3475, 7, 2.38, 59.7, 1.95); benzoin in II,
1:400 (3468, 147, 2.39, 60.0, 1.99); 2-hydroxy-1, L-napht-
hoquinona in IT, 1:40J, 2398 (187, 3.07, 68.7, 2.25);
2-benzyl-3-hydroxy-1, b-panhthoquinone in I, 1:600 (3395,
190, 3.11, 69.1, 2.25); 2-(',ﬂnapnthyl)-3-hydroxy-1, Lona-
phthoquitone in II, 1:600 (3370, 215, 3.52, 72.7, 2.25);
3. -methyltropinone ir II, 1:400 (3116, 5ok, 8.19, 88.2,

- 20 -

Card 2/h

‘ APPROVED F :
USSR/ Physical (C)hRemﬁg%rEyA-s%olgcslﬁ%3/ 2000 .., ¢IArRDP86-00513R001549020019-

Abs Jour : Referat Zhur - Khimiyz, No 3, 1957, ¥233

2.25); vepor of the mcnonmethyl ether of trimethylene
glycol (III) at 160° (3650, 0, 0, O, -); IIT in ITI,
1:400 (3580, 70, 1.12, O, 1.65); o-nethuxybenzyl alcchol
(1v) vapor at 163-164¢ (3652, 0, 0, O, -); IV in II
1:400 (3585, 67, 1.08, 0, 1.65); diacctone alcohol in II,
1:400 (3524, 9k, 1.52, 26.2, 1.65); methyoxybenzoic acid
in II, 1:400 (3357, 298, 3.7k, 70.0, 1.65); salicylic
acid vapor at 1hhO (3265, 320, 5.25, 78.7, 1.65); salol
in II, 1:hoo (3230, 345, 5.82, 80.7, 1.65); methyl sali-
cylate in II, 1:hco (3205, 380, 6.23, 82.0, 1.65); ace-
tylacctone in II, 1:h00 (3050, 570, 9.26, 87.9, 1.65);
nonomethyl ether of 1, 8-dihydroxynaphthalene in 11,
1:4o0 (3431, 189, 3.07, 63.5, 1.63); 9-hydroxy-l-netho-
xy-T-0xy-9-methyl-5,0,7,8-tctrahydronnthracene in II,
1:600 (3620, 0, 0, O, -); 10-hydroxy-1-methoxy-T-0xy-5
-ethyl-5,5,7,8-tetrahydroanthracine in 1T, 1:k00 (3423,
197, 3.20, 65.0, 1.63); lO—hydroxy-l-methoxy-Q-methyl-

Card 3/h - 31 -
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YRKIN-N-M,
Yo oenamty o iy et (levomyeetin). VIL BeX T
; ' TDendence of antimicrobic activity of chloramycetin on its -

pen
.structure and the mechaiiam action of chloromycetin.
M. M. Shem . M. N. Kolosoy, M. M. Levitov, K. 1.
ova, M. &. Kampetz;n, Yit- B. Shvetsov, and B

‘M. Bamdas. Zhwr. Obihchel Khim. 20, TI3-82(1936);
of. C.A. 49, 16040h; 50, 3201¢.—Biol. tests of several N-
-acyl derivs. of chlotamyoitin against Staphylococcus aureus,
Rscherichio coli, Bacillus subtilis, and Vibrio fluorescens were
‘performed, The results indicaie that. the p-nitrophenyl
group is important to thé activity of the drug both gh
its electronic behavior aud ita polasizing action on the rest of
‘the mol.; the geometric (limensions of this part of the mol. . ;
'are not important In coutrast to the import of geometrle :

‘dimensions in the aminopropanediol portion of the mol.

“The NO; group can be shifted without loss of activity to

;other conjugated locations, and compds. with p-OsNCiH,-

i NeN— ar £-0,NCH,CH: N— linkages are highly active;
! compds. without the NO, group or those with it in unconju-
: gated locations (p-0:NGCq H,CONH—) are inactive or weakly

active. The biol. activity-of chloromycetin analogs drops
*off in the series of the p-phenyl substituents: NOy, CN, * - - =
. COsMe, Cl, SO;Me, SOpMHy. etry and polarization in :

" chloromycetin are discu:sed at fength. New analogs were ,

prepd. By heating 6 g. pL-threo-1{p-nitrophenyl)-2-amino- :

B nropanediol (1), 7.9 §. Me ,7,y-trichlorocrotonate, and 4 [ oz

ml. iso-AmOH ta 110° I min., followed by treatment with
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chlaracrotonylammo)—l Spfopan tol, m. 166-6°

CH,CH,Cl). 16 g.}

- Et:0 and 100 m.l
-KOH treated with 6. l g- CCLC.H

CHyCOCI (b 972y glg

hr. gave 879, DLhreo-1(p-nstrophen 1)-2-(y,v,v-t-5cklor
- budyryla mmo)-f,s robancdiol, v s P (CH,CD.).

D- or L-form of

9 g.) similarly treated with CHCLCH:-

CHCOCI Sbu 79-81". n)® 1.5165) gave 70-5%, D—{hrea—l(

nilrophenyl)-3(yy,

CO) x.-llm'o analog, m,

by mixing the f!

ichlorocroton
.m. 84-5" (from |2t Ac and (CH-

mino 1 S-propanediol,
1h), [al¥ ~70.8° (Mey-
lajt o (Me,CO);
isomers, m. 144-5°; I

\ pre
:;(6 g ) m mrd dry dioxasie was treated at 12-15° w:th__ﬂ:.’..is‘
CCl: CHCH, (200! over 0.5 hr.; after 0.5-fr. shaking

the mixtyre was filtered and coned. ix vacuo, treated with |
. EtOAc, washed v+ith dil, HiS0, and 20% Ni

ylelding 88
laulamtdc?)éls

(CH.CI). or m&'&c-ClCHs

DLtkreo-d(pmiirophecyl g i et 4
L -(y,7~ X
Sf:"'affp Aydrale ( o he,

CH,Cl), m, 72-3%; the water

heptane :

of hydration is lcst at 100° vacug. Thbéo.z g.) in dry

dioxane treated vith 2 drops dry Et;N an,

kept 45 hra.

.gave 809, m.-ﬁrzo—l-(p-nmophmylg-i-(7.1-dschloracroio-

n la»mlo)—l 3 prapan«d ,
e di

AboV:
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SHCHUKINA, L.A.; SHEMYAKIN, M.M.
i S AR e T
Oxidative and oxidative-hydrolytic transformations of organic mole-
cules. Part 27: Tautomeric transformations and properties of
hydroxy- and chloroketocarbuxylic acids. Zhur.ob.khim, 26 no.6:
1708-1713 Js '56. (MIRA 11:1)
(Acids, Organic) (Tautorerizm)
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SHEMYAKIN, M.M.; SHCHUKINA, L.A.
R

ve and hydrolytic conv
Znglish]. Biokhimitia 22 no.l

ersions of organic molecules

J2:214-225 Ja-F '57.
(MIRA 10:7)

kademii meditsin~

Thecry of oxidati
Lwith summary in
1, Institut biologicheskoy 1 meilitsinskoy ¥himii Iy
gkikh nauk SSSR, Moskva.

{ CHBMISTRY, ORGANIC,
theory of oxidative-
molescules, review (Bus)

hydrolytic conversion of organic
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_,_erism_ . Study af the
M. Shemyakin, V. I. Maimjn([,

05 7707 g gt 27, ‘T?AA)( 1957} .
Treatment of 7.35 g. Nl'-phthulmu dc in 20 ml. ‘H.O with 30 C
ml. 30% NaOH at 30° followed by 2.8 ml. NaOBr from 2.8 ,
mi. Br,Qg NaOH, and 25 ml. HyCiprecooled to 0°, gradual
cooling to 0° and nu«liﬁcuhon with HCl to pH 4, and addi-
tion of 10-15 mlf.-A Nibanthranilic ‘acid;

© and NuN“O. gave di:
N atom, - Isomerization of th

was' dinzotized and deconipd.
none, or was thermally decontpd. i ]
isotope dxsmbuuua of N'in the yducts: showsth

dual reuctlvnty of . the compd is \

fer of the reactive center-from one N atom to another. dnnng
reactions,. Acylation with Ph,C g

ncctyl deriv., decomp. 143%, wh ecutnpn. in

equuhzauou of xsotope compn of on thie: temnna[s atums e
of the tnnzene o
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< t G A.: ClUJ(AN, Ye.S.,
SHEMYAI\IN, M.“.; RAm . iy 4
!8.1.

khim, nauk
Svnthesis of racemic sarkomycin, . I1zv, AN SSSR, Otd. m(HIRA 11:2)
n‘o.8:1007 Ag '57.

in"
L]

gkikh nauk SSSH. (Sarkomycin)
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TERENT'YEV, A.P.; YANOVSKAYA, L.A.; RUKHADZE, Ye.G., redaktor;
RODIONOV, V.M., akademik, redaktor [deaceasad]; KAZANSKIY, B.A.,
akademik, redalktor; KNUNYANTIS, I.L., akademik, redakiocr;
SHEMYAKIN, M.M., redaktor; VEL' NIKOV, N.N., prof, redaktor;
LUR'YE, M.S., tekhnicheskiy redaktor.

[Polarosraphic analysis in organic chemistry] Poliarografichesidi
method v organicheskoi khimii. Moskva, Gos. nauchno - tekhn. izde
vo khim. lit-ry, 1957. 388 r. (Reaktsii i metody issledovaniia
organicheskikh soedinenii, vol.5) (MIRA 10:10)

i.Chlen-korrespondent AN SS&R (for Shemyakin).
(Polarography) (Chemistry, Organic)
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. L e g e S
- nitial stagos of syathesi :
ryigki solosav, M. (. iiaripetyan; L S
'Deklgdy Abad. Nanuk 3.3.0.7 ; 089~72{1057).—
et Litial, steps of the synthesed 5f the totrucycling group of

‘aptibiotics are reported, Caadensation of 1,4-naphtho-
“quinones with butadiene and " ts deriys, at 100° gave the » ,
fotlowing (1) (R, RY, Rigiveny: H, MO H, 239, my, 143~ !
4% MeO, H, H, 915, 10 §a° (A 28 und 330 up); 40,
If, H, 8%, m. 113.5-14.5° and 135.5-6.5%. The conten-
sation  of §-methuxynaphithuquinone with- CHz: CHC-
{OMe):CHy was i Cytty under CO; 13 brs. at 100° -
yiclding 194% mixed jsamers: whicll gave 55% 1 (MO, -
Metd, I, m. 144-6° (A barr o i 338 rop),and 1 (MO, H, -
. ’ AMe), 16%, m. 14§=8° (){'.!.‘T‘.’v’,—vil'k?- mn), thé.,smwlu're's of -
. which were proved. by Axidation 1o the dimethoxyanthma-.
guinones, and hydrolysis tu ;he»dihydmxyaatﬁraquiuwes,
identified as the BioAd i derivy., m. 107-85, andd 204-5°, resp.
in CoHe gridusily treated wi h stroug conling with McMsgl
i . {snint uver 6%, eucess) vickal (LR, Rt givenn): L H, 70%,
. e 16T (A 248 nud aul s Yy MO, 120 . 164-0°
(\ 230 und 317 wp k- L {ALeD, Vel 313 ypave 2 produetss
{1 (30, MeO): 120, i 191035, amd a, 1995, m. 187.5-
‘w.5%, The struckurey werz roved: by;_mn*,'na;_simi tr 1,8
and 1, lﬂ-hydmxym.:zh.»:yhy groanthmeenes “whase ~{nfra-
ved specta showed typrat chelation of O with’ MeO
" Use of cxeess Mebtisl ant revenal of the arder uf
tves T (It and B fven): H, H,om 166-70 (7

Lroups,

-pddn. gves § - X .

aug, 208, 285, nud Sy mp); dfe MeQy W% RO o3 oL b e

Vef), 1, A%, P40 (0 372 aid amy-mp).  The
aic ju contmst W the k3

Letols and the glycol were & shle in
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- &?.éﬁé?&{'&ﬁ'ﬂ chure
o epimesization of Fal the sy
e e (C.A. 48, 2488, : L
-and Bthafex (C.4. 48, % C-10a. Tius, I carrespoud .
‘belag chs In reapect to the Hon O Ghiones, Thisbs %f. .

‘gondnned b; acidic treatmant of IE wm«;h,;mds.tn mgir_
‘ dehydration.- Heatiog with ag:ale. HCLU. rat®lleds;
‘to c{eﬁyd'mm.w the.xo)bwkgIY,(R._md ngivg‘, o
CH Ol 839, 1w, 117-19° faselols, i, 1530 & quwm,_n , ’_
(CH 0% (n 330, 388, 267 wully 6O, CH:CH, 987 s .
Ti5-16° (A 941, 3}, 334 and 330 g @’_M"’km_. L
A07.6-8° (A 237, 812, 324, anil 330 mall., TI(R = e,

AT E ave 0% ¥ (R = 10,2 = CH:CH), ma 11
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T A r'aa; ,“4\—\51 e

T8 (x 241; 20 socam A 38 mon e keso aherr -
%ﬁd th(e ;lye::h, which:-are r’ullycmllggin.. are attacked

R ketones of the tetrahydroan

R '.1%;3151 R-'R'-HeO) itIV( moz-cﬁ%p.
Y R = He0) snve%%ﬁw o H,Z - ca.co;. AL 1204-

"1 the substance, hawever, is ihaken in EtQ with 1-29, HCL

at 20° only the MeO group of ring € is attacked, - Thus,
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HCI under tha-above conditions yleld] u; the cotre- |

M (R-= H, R\ = Mc0O) g\ve 53% 2-0x0-8,10-dihydroxy-
p,10- démtt)’ly) 1,0,3,4,43. 9.&:.10 mdcydwanll:mau. .
:135-6°. + M. Kosolapofl. .,
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The Tautomerism of Arylazstropolones. 20-3-29/59

in position 3.un this occasion they change into corresponding 5-ar-
ylazo-4-carboxylmetnyl tropolones(VII);this reaction does not take
place in the case of the .nitial tropolon(IIIg),in the case of the
tautomeric models V g-v e,however,absolutely natural,vhere the se-
paratable carboxyl £roup is in a B-position with respect to one of
the carbonyl groups.Finally it was found that on the occasion of
the transformation of the arylazotropolones IVg-I¥e into acids(VII)
and also directly frem tne latter,slightly neutral compounds (VIII)
are formed as a consequence of closing the heterocycle of the tro-
pochinonhydrazon forms of the arylazotropolones.The knowledge about
the tropochiinonhydrazon tautomerism of the arylazotropolones Ii;ZII
which were obtained by chemical investigation could be confirmed
spectroscopically.The capacity of the arylazotropolones for the a-
bove discussed tautomerism was recently noticed by Nozoe who also
Card 2/2 observed the formation of the chinoxalin-derivates with o-phienylen-

diamine.In the experimental part the usual data concerning the pro-
duction methods and the constants of the substances in quesation are
given. There is 1 table and 1 Slavic reference.

ASSO0CIATION 1Institute for Biological and Medical Chenistry of the Academy of
dMedical Sciences of the USSR and of the Moscow Textile Institute.
(Institut biologicheskoy i meditsinskoy khimii ?kademii meditsins-
kikh nauk SSSR,Moskev tekstil'nyy institut).

SUBMITTED  June 17, 1957 S i

AVATLABLE Library of Congress
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4]; IVORTEINA, V.K.s

Kadenlk ‘ﬁacease o
kha§;§;1Ch’ 3 > sostavital'; FEDOROYAéHEHIAiIB. -~
= AR demik otverede; e
1.L.,ekedenllc, O ; ; POLEWOVA, T.F..

RODIONOV, Vledimir ML

8n stavitel': oy
fttanﬂlatﬁr]: SHVETSOV, Yu.B.,
akademik, stv.red.; )
tnkh“.rnd’ wva, 124-v0 Akad. nauk iS R

4 works) Izbrannye prudy. Moskve, e
{Selacted WO

195A. 792 P (Chemistry, drganic)
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SHEMYAKTH, M. M. (Moscow, USSE)

1
"Linlge Wege zur 3ynthese von Tetracyclinen

. (‘ca.
t submitted for IV Intl. Cong. of Eiochemistry, Vienna, 1-6 Sept 195
report subm b
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LUTHORS Shemyakin, M. M., Kolosov, M. N, SOV/62-58-6-34/57
“KFbuzZOV, Iu- Ay Onopriyenkos v. V.,
Shatenshteyn, G. A

T1TLE: The Course Teken by “he synthesis of Ring 4 of Tetracyclic
Compounds (put' sintess kol'tsa & tetratsiklinoVv

PERIODICAL: 1zvestiya skademii nauk 335R, Otdeleniye khimicheskikh nauk ; 198,
Nr 6, pp- 194-795 (USSR)

ABSTRACT: Already in 1957 the guthors of this report described the
. synthesis of tricyclic compounds jn which 2 rings, with respec?t
to their gtructure, regemble rings D and C of tetracyclinic
compounds. The third ring, which corresponds to ring B
contains & binary compound oT a potential carbonyl group: At
present the authors are studying the possibility of synthetizing
ring A and describe this synthesis. The group CHX . 002 is
introduced into the initial ketone, ke tone ester is
ethylated, ethynyl carbinol (formula 111) y=c=CH is hydrated
in the neutral med:um and oxy-ketoester (formula 11;1=4Ac
is cyclized into an oxy—diketone (formula I1%; z=RH).

Sard 1/3 (Formuls 1115 7—COHHR). The scheme has the following form:

A
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csver by the Synthesis of Ring A 30V/62-58-6-54/57

£ X X
o \ OH
aY NCO Bt NG N COLET A N4
\ - SO0
/N - .
N \O Y ,4\\(/
(1) (I1) (111)

There are 2 referenczs, 1 of which is Soviet.

ASSOCIATION: Institut organicheskoy khimii im. ¥. D. 7elinskogo Akademil
nauk 3353R 1 Institut biclogicheskoy i meditsinskoy khimii
Akademii meditsinskikh neuk 5585 (Instituie of Organic

Chemistry imeni Y. r, 7-linskiy, &S USSR and Institute of
Biological an. Msdieo-e nemistry of the Academy of Mesiical
Card 2/3 Sciences of the US3E)
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Internolocular IntemuﬂjorsBetwcen Acetylere
TITLE: nternol L

3 b il 1oyeo
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o

vy

groiuvodngkh)

. L - Al ()+ or i v e .rh] - AL ) M L
Lun 2 N MG EL AR SbSR- udeibnx e [N 3
EI‘JI(I )KC I ertl [ | Lde.“ll nause
Ol L. i

(4 J ” wr f/', t;p ek 3 l (u‘)";‘>

. s re cbeni

i in,s the 7 liarities of t=n
\NSTRLCT Concidering the ggcu iies O e an
A T of acetylene and its derivz

v BT oY <]
nossible tnot these ccmpounds m:o.tlu
poss- o e o with solven
slexes witn one snotnsr ond ﬂltg ore
SO ' rerd o ocen 1d. 13
~ould reeult from tae LJ“LD"En ri R
o b = C, snd &9

v G = C lt( ] e TR
(f_t9<~;ﬂfr'régam‘corption spectira QHONLdrif—‘C

e : - T ~ tylene
oL g AU ard — C®C - §roups of agfa I
in tne @ . dissolvinz in acetone, ebieds

ivotive 1880L77ils n =
derivatives 1n
lioxare, in st

1

) th

o rom t rystalline to
i 2 gLl ilinie
uplim:tiny T4 tne 0145 :qu s
i lution £ ccl,. This probatly Oet.
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1 (es wivn T2 TCidw AT
moigcu ras complexes wW-owv- bos
Card 1/3 tne acetylene molecule Iorns
ard 1/ 2
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Intermolecul InteractionsBetween joetylens and 2%
Derivatives ; |
) rnion
he solvent by forming hydrog?n bondi.ﬁ?niwﬁuéz;ivh
acetylere molec:les and F?? homodfiz ;%Jthe
acetylene 1is asparently noscibple becwtu)]s (W;;
stron shift in tne®wC - H a?d-435C;.SOngso;h£:
belong to many other m?lecules).‘ﬁ?r FAi?czé“ Tée e
a10lecular eleciron orbitals gre.nigotnej-ilq; e Ton
}';novered 2 new phenocmenon 1n 1nu?rmolu?u BT seraorion
}iu;as shown experimertally that the fornation ol Ly .

20 al
"

er-

. len of
brid:e bonds and T coriplexes among tng molecules oder‘orQ’Crate(i
rlt?lene‘qnd jts der.vatives is 90551b1§. It wa§'k jcd:er;u:

zgitJthe nydrogen of +he & C-H group eX9na;gcguw;;“O;,
in*the dissolution of R - cmZH ?ompou§us ;n :é:nees

CLH 6D For R-C=CD in CCl4 the Tollowing frequenc:>

w%rg found:

-1 o .
v (2C-D) = 2600 cm—1;$ (-c=c-) = 1957 cn . iher i
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Intermolecular
Derivatives

b I i bo_knimichecskiy iastitut im.L.Ya.Karp : al-—
ASSOCIATION: Fiziko-xaimiche 7 ' S e e
Chemical Institute imeni L.7a.KaTp .  plurecein

koy 1 meditsinskoy khimii Akademil me v n

ey of the Acedemy
(Institute of Biological and Medic:l Chem =tr
of Medical Sciences of’ the USSR)

SUBLITTED: June 24, 1958
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ATTTIORS: v, tarmind VO I myrarev. e Vu, ““rpov, Yol
TITLE: 2f St cosn s (Stefen) Reaction {Izucheniye
sfamu) W(eport VIL From the Jeries "Investiga-
tions in the Field off Comrounds Marked by C°F and H I
T

revious Repor

PERICDICAL: snurn.l Obshchey Khinii.1958 Vel.28.Hr 4:ppv;7&~985(VSSR)

ABCTRACT: Tp the wnvestigation of the synthesis of mino acids mark-
ed hy radicactive cachon the authors had to apply Steien's
reaction for the prolur

’
3

juction of allgd,tlc :1dehydes from
corresponiing nitriie ) reaction in

s
this case prov.ded nat very sat::

N

sfactory results. ths
suthcrs were fcrced to settle the best conditions of its
~roduction cf one of

dovelopment at the exampie c¢f the

the aidehydies of the aliphatic serie isg-valeric an-

hydride). Later these conditions were zlso extended to
the synthesis of cther aldehydes - acetaldehyde and phenyl-
acetzldchyde. The fcllowing was ascertained as a result of
the investigations; +) The salt of the aldinine 2né of

sard /3 tne hexzcnlor: stannil atid whoon develops inmmedicztely
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Investijation of Steffen's (5tefen) Reaction, (Report VII Fre-
"Inve -ti.tions in the

Riport “ee Refercnce 1)

rewction of nitryls ilo aldimines. The transformnetion re-
zction tzlies place under the influence of zlcshol de-
veloped in consequence of the decomposition of cetnyl ether
by hydrozen cluloride. At higher temperatures tiis rocess
can entirely -revent the reduction of nitryl. Starting from
xc 4 “* reduction of benzilcyanide to phenylacetzldehyde
after Steffen wos usel for the synthesis of the Fhenyl-

alanine-2-C'“. There are 4 tables and 26 references, 4 of
which are Zovriot,

SBCCTIATION: Institut biolo:ichesko
meditsinskikir naunl 539
dical Chemistry of

¥y 1 meditsinskoy khinmii Akademnii
R (Institute for Biological znd le-
the Academy of Medical Sciences TUSSE)

T mteTouany - . e
CITTED tran 18, 9007
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AUTHORS : Shenyakin, et Maymind, V. Te 309 79-28-6-61/63
Vaychunayte, B. K.

TITLE: Letters to the Editor (Pis'ma V redaktsiyu) Investigation of
the Wallach Regrouping and Its Rela_ted Reactions (Izucheniye
peregruppirovki vallakhe i rodstvennykh yey reaktsiy

PERIODICAL: 7hurnal obshchey khimii, 19958, Vol. 28, Hr 6,
pp. 1708 - 1709 (USSR)

ABSTRACT: Lately the authors ex lained the reaction mechanism of the azoXy
pinding by means of N15 (Ref 1) and found that this process ta
place through the stz;e of formation of the internedisate dioxy

compounds. At present they use 819 for the jnvestigation of

various isomerlzationsof azoxy compounds - of the Wallach re-
grouping and of ,its r2lated reactions. FoT this purpose the

CGH5N14(O)===N1506H5 (Refs 2,3) Was synthetized from c6asn1532

and o-02N140634CH0; the product vas then subjected {0 a regrouping

into the o- and p—-oxyazobenzenes on different conditions. The
isotopic composition of the nitrogen in azoxyberzene was de-
Card 1/3 ternined by bromination and subsequent reduction cleavage (Ref {),
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allach 307/19-28-6-61/63

Letters to the Editor. Investigation of the W
Regrouping and Its Rela_ted Reactions

tion with tin in concentrated
t 83-90%. It was found thet in the presence
d (Ref 4) the regrouping of azoxybenzene
ne is accompanied by a conplete balance
of the isotopic composition of either nitrogen. On the action
of 83 sulfuric acid on azoxybenzene the same results were ob-
tained, which does not agree with the statements in publications.
From the experinents carried out for this purpose follows that
the conversion of the azoxybenzone into the p-oxyszobenzene takes
place in two ditferert ways: in the one way - the main way
menticned in scheme 1 - this regrouping takes place through the
gtaze of oxide formation, and in the other way - the secondary
viay mentioned in schene o . it takes place without touching this
staie. The regrouping under the influence of ultraviolet light
was only little accompanied by the balance of the isotopic com-
position of the nitrogen of the o-oxyazobenzene (Scheme 3).

There are 5 refererces, 2 of which are Soviet.

and in the oxyazobenze:es by reduc

nydrochloric acid &
of chlorosulfonic aci
into the p-oxyazobenze

card 2/3
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Letters to thc Editor. Investigation of thc Wallach 30V, 79-26-6-61/63
Regrouping end Tts Related Reactiors

ASSCCIATION: Institut biologicheskcy i mediisinskoy khimii fodemid meditsinekidh nauk
S8R (Institute of Biclogical 2nd Medicul Chenistry, Acadeny of
Mciical Sciences USSR)

SUZLITTED: FeLruary 24, 1958

1. Azoxybenzene~-Synthesis

CIA-RDP86-00513R001549020019-0"
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Zeraneiyan, . G

EEAE Ihenyaning Gl ., Taloaov, BT A

vodionov, Y. Vo

T Investigations on gercomicin znd Its inalogse (Tazledoveni e
v obl-sti sarkomitsina i rego ~ralogov) II. Sonthevis of the
wenmicin Isomer (IT. ‘intesz jzorere sartomitsing

~ayrnel obshchey khimii, 1958, vol. 28, M1 3, DI n0a8-2074

{1153%)

cornomicin (e 1)
icing this entibictic {Tormuls 7)
differs irom gercomicin

2200 ~n connection with ¢ previous publication on s=af

the authors worked on synthes
and its ethyl ester isomer (11), which
in the pOSitionsof -tg methylene groups. slthough sarcomicin
hee a simple stiructure its synthesis is especizlly difficult
becsuge it is easily ovidized znd has a tendency to polymerize
ant to form jgomers. Therefore, an energetic reaction cannaot
be cerried out, and only mild rearents &nd lowered rcazction

temperatures can be ucsed. Since the characteristic R-methylens -
y;keto-acii grour in sarcomicin cennot staend stron: treatmant
1ts of the tyre

/3 the splitting of cuarternary ammonium sa

cn
~
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1vv . -tirotions on “arcomcin and Its Analogs. SOV/79-98-8-15/66
7I. Synthegiz of the Sarcomicin Isomer

—COCH(CHZﬁRB)- seemed to be a promising synthetic method. fne

cun eynthesize in variouc ways the compounds of type (III)
nacessary for producing carcomcin. The simplest way to syn-
thazize these compounds W&E to use the easily obtainrebls
cyclopentenone-3-carhonic acid (IV), by introducing the Ai-
slky) aminomethyl group into the 2 position by the riennich
resetion and thenhalogenalkylaiing the resulting tertiery
¢nine. The synthesis of the isomer of the antibiotic szreo-
micin (which is used ageingt malignent tumors) was acecoxplish-
~d in thie way. The 3tarting material was cyclopentcnone-3-
carbonic acid. This :ompound wes condensed with formaldehyde
«nd pineridine. The next steps were esterificetion and iodo-
methylation, and the end-product wae then converted to th~
corresponding quarternary smmonium selt. The splitting of the
gzlt yielded the ester of the iso-sarcomicin. Thire are 1<
references, 2 offwhica are Soviet.

TOTATICH:  Instituls biologicheskoy i mediteinskoy xhimii fvcdenii medi-

tainskikn nauk SSSR (Institute of Jiological »nd lizdic=l
Chemistry of the Academy of tledicz1 5cience:,ussa)
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PHASE } BOOK EXPLOITATION SOV/3L494

Reaktsii 1 metody issledovaniya organicheskikh soyedineniy, Kn. 8 (Reactions and
Research Methods of Organic Compcunds, Bk. 8) Moscow, Goskhimizdat, 1959.
L46 p. Brrata slip inserted. 4,200 copies printed.

Eds (Title page): V.M. Rodionov, Academician (Deceased), B.A. Kazanskiy, Acad-
emician, I.L. Knunyants, Academician, M.M. Shemyakin, Academician, and
N.N. Mel'nikov, Professor; Ed. (Inside book): V.P. Yevdakov; Tech. Ed.:
V.F. Zazul'skaya.

PURPOSE: This book 1s intended for laboratory personnel at industrial plants,
for instructors and students at higher educational establishments, and par-
ticularly for scilentists and researchers working at the numerous research
institutes in the Soviet Union.

COVERAGE: This is the eighth volume in a series "Reactions and Research Methods
of Organic Compounds.”™ This seri=s does not duplicste the one published in
Bnglish under the title "Orzanic Reactions™ and appearing in Russian transla-
tionj however, some material, of particular interest, is included in this pub-
lication. The present series is primarily devoted to reviewing the works of
Soviet chemists. The elghth volune of this series deals with thiocyanation
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AUTHORS: Shemyakin, 3. M., Denigova, 7, 1I,, SOV/62-§9_4-;§/42
Chaman, Ye, g,

TITLE: Investigations in the Field of the a-Substituted g-.nircn icids
(Issledovaniya v otlasti a-sanezhchennykh a-aminokislet),
Communication 5. yethods of Preparing Substitutes ¢ya~-Dianing-
arboxylic icids (Soovshcheniye 5. Sposoby polucheniyz zame-.
shchennykh usu-diaminokarbonovykh kislot )

PERICDICAL: Izvestiya ikadenii aauk SG5R. Otdeleniye khimichegliih ravi,
1959, ¥r 4, p» 690-594 (U3SR)

ABSTRACT In the present work it nas bear confirmed that varisu-
usa-diamino acids can exsily be obtained in the form o deriva-
atives by the method recently proposed (Refs 20-23). g
has made the production of many of these acids foseirl -, Tt
has been found that a quick reaction of the aniline used in
the reaction (znilire, benzylamine, piperidine) with the
oxazolinone ring males it bossible for this amine to act
directly on the intermeldiate product, bromooxazolinine (III).
This zives the corresponding amides of a-anino-g-acylaning-
cartoxylic acids of type (IV) in a good vield (3chemes (I) —

Card 1/3 TI) = (I7I) — (IV; and Tables 1 ang 2).
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Investigations in the Field of the u-Jubs*tiiaiad SOV/62-59-4-19/42
a-dmino Acids. Communication 5. Methods o: Preparing Substituted
asa-Diaminocarboxylic Acids

If the amine used opens the oxazolinone ring only slowly,
secondary reactions (polymerization, resinification) are
observed, whereby the yield of the final compound is reduced.
In some cares (IV) cannot be precipitated at all in individual
form (Table 1). In these cases the oxazolinone ring must be
opened first by ancther reagent. The corresponding estzars of
s-amino-u-acylaminccarboxylic acids (VI) can be synthesized

in a satisfactory yield if 1 mole of any alecohol (or mercaptan)
is previously caused to act on bromooxazzolinone (III). These
compounds may also be synthesized with such amineg (zniline,
benzylamine, piperidine, etc) as are suitable for the
synthesis of amides of type (IV). (Schemes (I) —= (II) —
(IIT) =~ (V) ~ (VI) and Takle 2). Tt must be mentioned “hat
this recction is accompanied by secondary couversions in some
cases. .nother synthesis of the substituted tyzx=diomino-
carboxylic acids has been found dnrin  an investigation of the
properties of w-hydrovy-_.-~cylu=ing a-iln (viTI), It has been
found that these acils con hz cunvericd into wyi=di-{acyl=-

l4 . P . 1 . . .
Card 273 amino; acids (IX) when hented with acid amides. Lome of these
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Invectisations in the Tield
«-imino icids. Cummunication £,
vsa-Diaminocarboxylic icids

acids have been syrthesized % t ig method (7=
i . o — les - e “
are 2 tables and 2¢ references, £ of which are

ASSOCIATION: Institut biolozicheskoy i neditzingoy khimii aladeis
medl?rlnskikh nauk 35SSR (Tnstitute of Biologicel and Meiical
Chemlstry of the Acadenmy of fedicul Sciencez, TSSH) o
Moskovsiiiy tekstil'ayy institut (ltoscow Textile Tngiituts)
. XL —~=S5Livuie,

SUBIITTED: July 13, 1957
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AUTHORS: Shemyakin, M. 1., 3higorin, D. I., 50V/62-59-4-20742

‘Shchukina, L. 4., Sem<in, Ye. P.

TITLE: Structure and Mechanism of the Hydrolytic Splitting of
a-Nitro-g-rhenylacetohenon 9-Carboxylic Acid (Stroyeniye i
mekhanizm gidroliticheskogo rasshchepleniya a~nitro-q-fenil-
atsetofenon-o-karbonooy kisloty)

PERIODICAL: Izvestiya Akademii nauk 3SSR. Otdeleniye khimicheskikh nauk,
1959, Nr 4, pp 695-698 (USSR)

ABSTRACT: To determine the structure of a-nitro-g-phenylacetophenone-o-
carvoxylic acid and its salts the spectra of these compounds
were investigated in the present work (Table 1), These inves-
tigations have provided an answer to the question relating to
their structure and their different behavior in the presence
of hydrolyzing agents. As was to be expected, a-nitro-u-~
phenylacetophenone-o-carboxylic acid, like other aromatic
o-aldehyde-(keto)-acics, has the structure of lactol (II1Yb)
rather than that of tre keto acid (IV) in the crystalline
state as well as in sclution. After the actual structure of
the a-nitro-u-phenylacetophenonic acid and of its disodiunm
salt had been clarified, its different behavior in the
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Structure and Mechaniam of the Hydrolytic 3plitting of SQV/62—59—4-2;/42
a-Nitro-u-Fhenylacetophenon -o-~Carbox;rlic Acid

presence of hydrelyzing agents has been understood. is was
shown before (Ref 3) tre C—C bonds can split in those com-
pounds in which a protctropic group (V) is present or can be
formed in the molecule. The tendency to split depends directly
on the degree of polarization of the C—C bond under the action
of the substituent. a-Yitro-dinitrophenylacetophenons-c-carh-
oxylic acid itself, having a lactol (IIIb) structure, does not
only contain the required Sroup (V) but also a nitro group
which can polarize the splitting bond to a very high degree

in the required direction. For this very reason the acid (111b)
splits easily to form phthalic acid anhydride and phenylnitro-
methane if the pH-value of the solution exceeds 7. In the
molecule of the disodium salt, on the other hand, the proto-
tropic group (V) is not contained nor can it be formed by
hydration owing to the siructure of this salt, This fact is
responsible for the resistance of thig compound to hydrolytic
splitting. There are 1 table and 11 references, 8 of which are
Soviet.
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Structurs and Mechoniom of the Wydrolytic Iplittins of  Z0V/62-59-4-20/42
u=Nitro-uihenylacetsphenon -o-Cnrhozylic icid

ASSOCTATION: Institut biclogicheskoy i meditsinskoy khimii Akadenii
meditsinskikh nauk 3SSR (Institute of Biolozical and Medical
Chemistry of the jAcademy of Medical Sciences, U33R)

SUBMITTED: July 13, 1957
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S0V, 20-128-1-30,'%:
scudenician., Hologov, M. X
1 [

Hsieh Iu-juan, Sheng Huozi-wu, Sklobovekiy, H. 4,

Rarapetyan, . G., Gureviecn, A. I.

Ly

Intermediate Stages ir the Syntresis of Tetracyclines

Doklady Akademii nauk SSSR, 1959, Vol 128, Nr 1, pp 113-116
JSSR : " / e
( ) Lafe i 4 e 1S

In 1956 the authors gyrthesized tricyclic ketols of kind (I)
(Ref 1), They are similar to tetracyclines (TIII) as far as
the structure of two rings is concerned. In the third ring
they have & reactive double linkage in position 2,3. The
present paper invegtigates the addition of heterogenecus re-
agents to the 2,3-doutle linkage of compuunds (I) for intro-
ducing active groups into their molecules. The active groups
are necessary for establishing a y-grouping (II) in the B-ring
and for a further extension of the A-ring of tetracyclines
by a method previously elaborated. Investigations have shown
that compounds (I) =ith typical electrophilic reagents such
as Halz, R005H and HOHal react readily. Thus, corresponding

halogen derivatives, epoxides. hydrine halides, and halogen
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SOV /20-128-1-30/58
Intermediate Stages in the Synthes:s of Tetracyclines

ketones with good vields are formed. Constants and analytical
results of synthesized compounds are given in table 1, The
synthesis of tricyclic ketcls with active groups in the B-ring
made by the authors provides the pogsibility of building ap

the A-ring of tetracyclines. There are 1 table and 3 references.
2 of which are Soviet.

ASSOCIATION: Ingtitut organicheskoy khimii im. N. D, Zelinskogo AN SSSR
(Institute of Organic Chemistry imeni N. D. Zelinskiy,
AS USSR,

Institut biologicheskey i meditsinskoy khimii AMN SSSR
(Institute of Biologrical andi Medical Chemistry, AMN USSR)

SUBMITTED: June 4, 1958
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AUTHORS:

TITLE:

rERIODICAL:

ABSTRACT :

Shemyakin, M. M., Luriye, M. Yu, S0V/79-29-6-15/8"

Investigations of the Chemistry of Chioromycetin (1 LKycetin).
IX. Synthesis of the New Analog of Chloromycetin (D -TREO . .
(n~f3rmylphenyl)w2"dichloroacetylamino—1,B—propanediol)

Znurnal obshchey kiimii, 1959, Vol 29, Nr 8, pr 2537 - 2533
USSR 2 et

( ) /,;'//.Lre’f—;ﬂJZ: AL s 7iEg

0f the analogs of :hloromycetin (I,R:CHCIZ) this hitherto un-

degscribed analog is of special imporkance (IV,X:CHO;R:CHClz)o

The presence of th2 aldehyde group within it allows for the
synthesis of a large number of other hitherto i:ttle accessible
chloromycetin analogs. which are important for the further ox-
planation of the viried dependence of the antimizrobin activity
on the structure of these compounds. On the basis »f the method
elaborated by W. F, Beech (Ref 2) for the introduction of the
aldehyde group int> the aromatic ring by way of diazo zompounds,
the authors succeeded in applyirg the simple synthesis of op-
tically active chloromycetin analogs (IV,R:CHClZ) directly from

shlcromysetin {I,R=CHCl,), suggested sy them (Ref 3), for the
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Investigations of the Chemistry of Chloromyce+in SOV/79w29w8‘)5/81
(1-Myzetin), IX. Synthesis of the New Analog of
Chlecromycetin (DmTRBOn1m(n»formy;phenyl)JZ-di:hloroacetylamino-},3~propanaﬁal)

synthesis of the aldehyde they were interested in (Schemes).
Initially, the transformation did not proceed from compound (I)
but from its racem:: N-benzyl analog (I,R=C6H5), since in this

way crystallizing compounds are more easily obtained. With it,

the diezo group was replaced by the aldehyde group in com-
pound (IIIiR=C6H5) under conditions suggested by Beech (Ref 2)

as an optimum. Compound (IV;X:CHO;R=C6H5) was easily separated

in crystalline form (yield 15%). This aldehyde was then cha-
racterized in the form of the 2,4-dinitrophenyl hydrazone and
other derivatives. The synthesis of compound (IV,X:CHO;R:CHClz)

proceeded more difficultly. It was synthesized as above from
compound (III,R:CHCIQ). However, it was not possible to obtain

it in crystalline state even after careful purification., This
aldehyde was characterized in the form of the 2,4-dinitrophenyl
hydrazone (rield 125). There are 3 references; 2 of which are
Soviet,
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“Ir.vestigations cf the Chemistry of Chloromycetin SOV/79-29-8—15/81

‘1-lycetin). IX. Synthesis of the New Analog of
Trioromycetin (D—TREO-1—(n—formylphenyl)-2-dichloroacetylamino-1,5—propanedioU

ASSCCIATICN: Institut biologicheskoy i meditsinskoy khimii Akademii
meditsinskikh nauk SG$SR (Institute of Biological and Medical
Chemistry of the Academy of Medical Sciences, USSR)

SUBMITTED: July 11, 1958
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Studies in the Fileld of Sarcomycine ard 77077

Tts Analogs. Communication 4. Study of SOV /62-59-12-21/43

Synthetic Routes to Sarcomycine and Its

Analogs
The semlcarbazone o' the dlethyl ester of 2-methyleyclo-
pentan~3-one-1,1-dicarboxylic acid (VILII) was bromin-
ated, and after elininating HBr the semlcarbazone of the
diethyl ester of 2—methylenecyclopentan—?,—one—l,1—di—-
carboxylic acid Xg was obtained in 56% yield (mp 207-
209°)." Diester (X) was saponified and the semicarbazone
of the ethyl ester of 2—methylcyclopenten—l—one—B—
carboxylic acid (XI% was obtained, in Tu4% yield (dec.
temperature 220-230 ).
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studies in the Fleld of Sarcomyclire and 77077

Tts Analogs. Communication 4. Stidy of SOV /62-59-12-21/4
Synthetic Routes to Sarcomycine and Its

Analogs

Semicarbazone of the diethyl ester of 2-methylcyclo-
pentan-—?—-olone-3—(:211’t)oxyl.ic acid (XVII) was obtalned,
in 81% yleld (mp 100-161°), from IX) by reaction wlth
water. Semlcarbazone of 2-methyleyclopentan-2-olone-
3-carboxylic acld (XIX) was prepared in 38% yield (mp
187-1880) by saponification cf (XVII) and by subsequent
decarboxylation of the intermedlate (XVIII).
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gtudies 1in the Field of Sarcomycinz and 77077
Tts Analogs. communication k4. Study of SOV/62—59—12—21/43

Synthetic Routes to gapcomycine and Its
Analogs

COOEL
Clla=7"
N ! \ )\COOHL
e
(X)
wser X = NNICONII,.

The synthesls of (I) may take place as fnllows: amines
~XXVI)~-type, after hydrolysis, decarboxylation,
£ the methylene group, can be converted
. gults of investigation will be pub-
n a forthcecoming communication. There are
references, 3 Soviet, 1 German, 2 Japanese,
2 y.s. The 3 U.S. and U.K. references are:
Tndustr. 1957, 1320; E. J. Corey, J. Amer. Chem. Soc.
75, 1163 (1953); J. R. Hooper, L. C. Cheney et al.,
card 9/10 Antibiot. and Chemother. 5, 585 (1955)-
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ASSOCIATION: Institute of Biological and Medical Chemistry, Academy
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of Sarcomyclni 77078

Tnrestigation in the Fleld ° ~ ?
and Its Analegs. Communication 5. Synthesis SOJ/uc—SQ—ld—QQ/MJ
of Racemic Sarcomycine .
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X = NNHCONIL

of 2—dimethylam1nomethylcyclopentanone—
1d (XI) was used as startins material
(III). Racemic sarcomycine 1in
can be ovtained,

The ethyl ester
3-carboxylic ac
for the preparation of
the form of 1ts semlcarbazone (XVII)
in 39% yleld, from the methiodide of acid (xv) or from
(XIVS together with the scmicarbazone of 2-

—one~3-carboxylic acid (x1x). For

petaine
methylcyclopenten-l
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or (XIV) is heabed or a waber butn
Tor 4 minut. h o moles (for betnine l mOli/) of
1IN NaOH.  Thc utlon was cooled te O-2 105 HCL1 wus
added, and .lf’tffr 20 minutes the I)I’L‘C'Plbdu Do

cd, eard - ;

phic ourrosa (X
W
3

moved by =LlL‘a,ion dnd washed with cold w
mlzture of (AVITII) and (XX) was outalr.d in
Th: compoind :.v'm blacic on hcating, vut d
mzlt. Found: C© 18.87%; H 6.02%. CqHy 05 3y
48.75%; H 3.05%. From the above mizture, U the JC?L: ]
carbazone of rac-anle sarcomycline (XvIII) was Isolated
by m'*,rstall’“ru,lon, in 0-55% yi-1ld. Thrmr: ar2 -

=
B
Pl H )

Y > e

reforence 3 Sovlicew, 1 Japancse, L J.H., 2 JJ
The & LT.S. J.nd U.K. rotforencer arc: ,’1',... anc.
Tnds . 1957, 1326, G. Buchl, i, G. Ya;r;;f‘ and 4
Otrers, Cnem. and Iadustr. ;9“‘ 1065, 5. Melnvield,
3. L. Emerman and o:hers., J. Amer. Chem. ,oC. 'Z?,
5401 (1955); E. E. Jan Tomelen, O. J. Bacnh, J. Amer.

/! em. Soc. 77, 4083 (1935).
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ciences (Instit
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AUTHORS: Shemyakin, M. M., Folosov: M. No; SOV/’]-29—6-13/72
IFbuzov, Tu. A.: Karapetyan. M. G..
chaman, fe. S.. on:.shchenko, A. A
TITLE: Investigations in the Field of Tetrasyclines (Issledovaniya v
] f Different Syn-

oblasti tetrat51klinov), Iv. Investigation 0O
theses of the pricyclic Systenm DCB of the fetracyslines (IV.
Tzucheniyz putey ginteza tritaiklicheskoy gigtemy DCB tetra-

gsiklinov)

PERIODICAL: 7hurnal obshchey khimii, 1959, vol 29, ¥Nr 6, pp 83 - 1842
/

(USSR) o ibd? ans 57

e
s nlis

The structure of the well-known tetracyclines (1) has & speci-
fic characteristic which indicates the ways and methods neces-
sary for carrying out the complete synthesis of compounds of
this type. On the bagis of certain theoretical considerations
the authors tried %o synthesize such ketols of the hydroanthra-
cene series of type (111) acd (1v) in which %wo rings had to be
gimilar with Tesp2cy %0 gtructure and spatial grrangemen® %0
the rings D and C of the tetracyclines. The third ring had to
offer the structural ~onditicns for the subsequent huilding=up
Card 1/3 of the ring A and for the jntroduction of %he necesssary func-

ABSTRACT:
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Investigations in the Field of Tefracyclinee. SOV/79~29~6~15/72
IV, Investigation of Different Synthesss of the
Tricyclic System DCB of the Tetracyclines

tional groups of the ring B of the tetrazyclines. The adcpted
method of synthesiz.ng these compounds consisted in the <on-
densation of the *,}-naphthoquinones with butadiene or its
derivatives and the transformation of the resultant adducte
(11) into the ketols (III) which, on their part, can easily be
hydrolyzed to give the oxy-diketcnes (IV). The first step: the
diene synthesis, taces place readily by heating naphthoquinone
with the disene. By :ondensaticn of the 5-methcxy-naphtho-qui-
none with Z-methoxy -butadisne two isomeric adducts - (II a)
and (I1 e) in the ratio 4 : @ -~ are formsd. The second step.
the anleciive transfermation of the Cg-keto group of the ad-
ducts (II) into the tertiary mefhyl carbinol grouping meets
with some difficulties, it was however possitle %o carry out
the reaction by mesns of megnesium methyl halide. The third
step of the synthes:s of the compounds (IV), the hydrolysis of
the encl methoxyl vp %o %the keto group is only possible when
using diiute acids. The synthesis of the 4ricyclines (XV) was
thus performed on the basis of naphtheoguincnes, in which two
rings are analogous with ®he rings D and C of the natural tet-
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23,
f the

Tricyslic System DCB of the Tetrawuyclines

ASSOCIATION:

SUBMITTED:

Card 3/3

racyclines with respect %o structure and spatial arrangement.
The presence of the rea:ztive doantle bond. the snol grouping =7
the zarbonyl greup -n the third ring of the :zompounds (XV) of-
fers further pogsib:l2ities for the introduction c¢f substituents
and for the building up of the fcurtih ring of the tetrscy:slines.
There are "2 references. 4 of which are Soviet,

Institut bictogi:heekey I meditsinekoy khimii Akademii medi-
veingskikh nauk SSSR : Institut crganicheskoy khimii Akademii
nauk SSSR (Iustitute of Biological and Medical Chemistry of
the Academy of Madical Sciences. USSR, and Instituta of Organic
Chemistry of the Academy of Sciercaes, USSR)

June 9, ‘958
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AUTHORS :

TITLE:

PERIODICAL:

ABSTRACT ;

S07/20-128-3-36/58
Shemyskin, M. ., Academician, Xaymind, V. I., Yerrclayew,
K. ¥., Bamdas, E. M.

On the Reaction Mechanism of Osazone Formation
Doklady Akademii nauk SSSR, 1953, Vol 128, Nr 3, pp 564-566(USSR)

In spite of mdﬁ%”?ﬁgégéﬁzktidﬁ§?(Refs 1-15), the formation of
osazones from a-oxycarbonyl compounds remains unclear. All
respective hypotheses and assumptions can be reduced to 3
schemes: A (Ref 1), B (Ref 3), and C (Ref 3). In order to
fin® the correct scheme, the osazone reaction was marked with

15N. If scheme A applies, the resulting ammonia may not contain
an excess in 15N, but the 15x nust completely remain in the
osazone., If, however, scheme B is correct, the osazone will
remain unmarked while the ammonia will contain the entire
marking. Finally, if scheme C is the right one, the 15N excess
will be distributed, in equal shares, between osazone and
ammonia. Unfortunately, the investigation of the mechaniam
under discussion by means of tagged atoms is much impeded

by the fact that the narking may be diluted by exckange reactions,
hydrolysis or substitution. These secondary processes could

be avoided to a large extent, by producing the osazones in
boiling isoamyl alcohol and removing the water from the reac-
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On #ie Reaction Mechanism of Osazone Fomation SOV/20-128-3-36/58

tion sphere. Then, the dilution of the marking in the hydrazone
is inconsiderable at the beginning, and cannot concsal the
reaction mechanism of osazone formation. Therefore, it can

be rather accurately judged which of the 3. saohames really
applies. For this purpose, the reaoction muat be. interrupted
after a certain perind (depending on the type of hygrazone
uged). The investigations were carried out with f-'’N-p-nitro-
phenyl hydrazones of fructose, cyclohexanolone.and benzoin.
Boiling alcoholic so’utions of the said hydrazone and of an
unmarked p-nitrophenyl hydrazine (2 moles) were poured together,
and subsequently boiled in the nitrogen current. The resulting
armonia was immediately removed from the reaction solution.

The isolation and separation of osazone, hydrazone and. hydra-
zine was done as quickly as possible under conditions . mhich
prevent a further change in the marking by exchenge._reactions,
As they could not be fully eliminated, it was mors convenient
to measure the isotopic composition of ammonia, not of osazone.
Table 1 shows that the escaping ammonia at first always con-
tained much more than half of the marking of the initial hydra-
zone. Hence it is concluded that scheme B applies to all cases
investigated. This scheme is distinguished from the others

Card 2/3 by the fact that the 1st reaction stage proceeds without par-
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On the Reaction Mechanism of Osazone Formation SOV/ZO—128,5-56/58

ASSOCIATION:

SUBMITTED:

ticipation of hydrazine. As was expected, it could be observed
that the osazone-formation process can be divided into 2 stages
with separation of ar intermediate monoimine of a-diketone (1).
By the example of p-nitrophenyl hydrazone of benzoin, it

was ascertained that prolonged heating at 60" in glacial acetic
acid and without hydrazine causes its disappearance., If 2

moles of hydrazine are subsequently added, an osazone precipita-
tion is quickly formed. There are 1 table and 15 references.

Institut bi-~logicheskoy i meditsinskoy khimii Akademii medi-
tsinskikh nauk SSSR

(Institute of Biological and Medical Chemistiy of the Academy
of Medical Sciences, USSR)

June 22, 1959
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Methoda of Ring Synthesis of SOV/2C—128—4-30/65
I f Irntrcducing the N, N-Di-

o]
%o the Cyclchexancne Ring

thesas prcoolems. A nodel synthesis and some ftransformations cof
the simplest compound of type (IV:) - the ester of threo-2-keto-
cyclo-hexyl-N,N-direthyl glycine (XIIa) - are described. The
above-menticned introduction into the cyclohexanone ring has to
te carried cut under such conditions and by such methods as are
also applicable to the case of tricyelic oxydiketones (I). This
zmethod is described. The authors ascribed a thres-configura-
ticn 10 the dimethyl-amino~keto escter cbtained. This was also
confirmed by further transformations (XVIII) and (XIVa). Table 1
shows the ccmpounds sttained, their constants, as well as the
compcsivion found analyitically and by computaticon (VIa - XXII).
The dimethyl-aminc-keto ester (XIIa) synthesized by the authcrs
wag aisy investigated with respect to the introductiocn of an
ethinyl regidue inio the molecule. This is necessary for build-
ing up the "lower" part of the A-ring ¢f tetracyclines by the
method developed previcusly (Ref 2). It was shown_that (XIIa)
sasily reacts with IC = CNa ir liguid NH, &% - 56 %o fora an

acaiylerc-oxy csser in a 60% vield. Tre la“ter is suprposed
J [ B rr
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4JTHE0RS: SETEncy . liey Shem{EEELL,KA_;., Yoohet 4OV, . Lo

TITLo: Academician Alexsanir %ikolayevich Nesmeyanov.(On ¥is 60th

Birthday)
i1, 1959, ¥ol 29, ¥r 9,

PLRICLICAL: 7nurrnal obshchey khim
pp 2811 - 2816 (USER)

ABSTRACT: A. Ii. Neszeyanov (tern 9.9.1899 in iloscow ) gradaated from
the Physical and isthematical Lepartment of Moscow University
in 1922, became 37 assistant to the nell-krown cheaist H. D.
7e¢linskiy, and later was appointed professor in ordinary

anc head of the Chair of Organic Chemistry; he sttained the
highest degree in 1947, when he was elected rector. He vecane

a member of the Acidemy of Sciences in 1943, and of other
institutions later on. An outstanding speaker, he has a special
talent ol rendering the most complicated subjects intelligible
and pleasant. His activities have covered various fields, from
a great rnusber of problems pelonging to elemental-organic che-
aistry to the synthesis sf valuable nevw polymers, from theore-
tical problems of reaction the
tion of methods of synthesis

mechanism and reactivity to
introduc relating to the cozpound
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~g. Among his nuLneroys achisvenerts

xze first mention: the simple
zing metal-crg aric compounds vy the aid
ompounds, a method which is still
3t the Jnthes1s of arouatic aeri-
ic. This methcé has been
ﬂr01"?ﬂc CO““OJnGS of tin,
: well 28 *v*n"overuav"—51lver
oarnas of ASs, S50, cé, T1, and
syntheses are the ones yielding iodonium-;
cronium cowpoands, and finzlly, oxonium
arylation of browo- ané chl\“ooenzev
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compound
others.
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compounds
of diphenyl ether with diazonium horoflucride. Great
nas bteen and still is attached to his investigaticm cox
the z daition of metals to the unsatarated CCTOOJ"CS of
olefin anc acetylene series, the exchange of
the goupounds of ~he above nmetals containing

adical. Nesaeyanov nhas CQVGLO“:Q 2 new
murxlvld reactivicy and displacens £ o;
in the reactions >
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S0v/79-29-9-1/76

Acadenician Alcksandr Yikolayevizh Hesmeyanov.
J

= LAy P egay )

(Cn His it 3irthcay,

rechanisu of electrophilic substitution

the problem of the

on the saturated carbon atom deserves special zertion. iHe
investignted the metatlocenes, wetal-oprzanic compounds formed
by the interaction cf the G,pyd-clectrons of the transition
setals with the m-clectrons of the unsaturated carbon tonds.
The aromatic nature of ferrocene was proven by numerous re-
From 1938 to 1954, Nesmeyanov was the head of the
koy khimii AK 3SS5R (Institute of Orgarnic
Chenistry aS USSR), froa 1354 nead of the Institut elemento-
organicheskikh soyedineniy AN SSSR (Institate of Elemental-
pourds £S5 USSR); 12.6-48, secretary of the 0t-

% SS3R (Department of Chexical

actions.
rstitut orgariches

orgaric Com
deleniye vhimicheshikh nza ik A&
sciences AS USSR), and since 1951

ienc he is the President of the
Akadermiya nauk 535S (Aczdeny of Sciences, USSR). Since 1947
he s trhe chairman of the comuittee presiding over the scienti-
fic Lexirn Prize awards (formerly called Stzlin Prize). He vas
Gistinguished with tv.c Lenin Order, the Order of the Red

a-d the Stz2lin Prize First Class for scierti-

wWorkers! Barner,

fic merits.
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Shemyaiin, M. M., {olcsov, M. H.,

TN Y AT AT Ty AR
Onopriciwo, V. V., Sten vd-yilan

Investigation in the Field 1" Tetrac;clir
Study of the Synthtic Routs to tie
Tetracyclines

Zhurnal obsnchey knimii, 14€C, Vol 3¢, Hr
N

pg SH5-u5¢ (USSR) .

X

e (Teef T TR D
3 of compound IX can be divided into three
(1) construction of the upper parts or the
A ring (Ia (Ib) or IXa (IIb) — (V)) ; (2) construction
or' 1ts lower parts (V—VI-—VII); and cyclization with
subseqguent introduction of carboxamide group (VII—»
VIIT--IX).

Syntheslis
parts:
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Tovestieat ton T o Pleld of Tetracyslines. 77 EHE
. v ' . . ~ L v . . ey A oyl < P &
VII. DStody of Live Syntnetlic Routo to the A G/ Te-30-2-37/75

Hitgy o Tebroe ol Thees

v Neogr Y NCoLk

AN
v
oM
- UiA

/‘ii\/‘\~ :
“Og CONHR

(V1) (VII) (IX)

The  following compounds canr be used for construction
of' the upper ring: dibromide. (Ia); epoxides (Ib);
kevones (IIa); and haloketones (IIb). The third

way (IIa) 1s simpler.
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(X) tXn
Z=CHy, (l,'ll,)‘ Of OCHg..

The vourch way (IIb) putc the !
oxclusively 1n a certaln positlion ol

ring.
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lcacr parts

and hy

sehynesl carbinod

(R} R=Et
(DGL)R=H
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Peetipe oyl loe 77856 ‘
Houbls Lo Ligee SOV /T G=30-0- 3 T8

olines
Jome Peopertles of Chtalned Products

Moatoerial  OQttalned Produet Yieldd
'\/37)
GCrodohesuene . -
coecondary amine

toluenesultonic

acld + bensene

X + bromoacetlc ester XII
+ nydrolysic with
agqueous metnarl

Sodlium malonic ester XIII TG 151-1539,3 2= 20 1.4595
+ Z-chlerceyclonexanone

+ malconi- st +

benzenc

piperidine, pyrroll. "ne, morpnoline.

card 041
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Investigation In
VII

Starting Material Obtained Product Yield
(%)

Saturated HC=CH ixtur 1 e

solutien in liguid i

ammonta + Na + XII

+ abs. ether +

NHL} Cl

Mixture of Xva and XV-b + motner f mp 101-2°
XVI-a are nydrolyzed liguld
with NaOH

the above motherliquid XIX 2 63-649/0.04
(5) + 0.1N H,S0,

XIX is hydrolyzed XVI-t
with 0.1 N NaOH,

acidified witn 1 N

H2SOu, and extracted

with CHCl3
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Investigation in the Fleld ot Tet rac, 2ilnes.
VII

Starting Material Obtained Product Yi

Mixture of XVa and mixture or
XVIa + annydrous XVIi-a and
alcchol + mercuric XVIII-a
acetate

Mixture of XVa and mixture of
XVIa + mercuric salt XVii-a
of" p-toluenesulton- XVIII-z
amide + alicohol ;

Mixture of XVIIa and XVII-t + mother

XVIIIa + alconol + liquid

hydrolysis with 0.4

N NaOH

Tne above mother XXI
iguid (10) is

boiled with 1 N

H,S0
Card %/l
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I

Starting Material Obtained Product

XXI i1s hydrolyzed VIII-t

withh 0.1 N NaOH

XVII-b is heated at XX
150°/15 mm

XVIII-o + Na2GO

3’7'
Ag;NO3 + etnyl

iodide
XVII-b or XVIII-b is
distilled at 130°/0.07 the form of

lactonz

Card 9/11
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Starting Material Obtained Product

AXVIITI-b in the
form of léctone

XVII-b or XXVIII-b
+ 0.1 N HgSou

after 2 hours

XVIT-a+ 05 N sodium XXII (cis)
ethoxlde in alconol

XXIV-a

XXII (cls) + di-
methylformamide +
phenylisocyanate

+ Or
3 CH3 H

XXV-a + ammonolyse

XXIV-b +NH

Card 10,11
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SHEMYAKIN, Mikhell M.

"Synthesis of Depsipeptldes.”

report to be submitted for the Symposium on the Chemistry of Natural Products,
Intl. Union of Pure end Applied Chem. (IUPAC), Melbourne, Cenberra, and Sydney,

Auigtralia, 15-25 August 1960

Prof. Act. Mbr., Acad. Sci. USSR
Dir. Inst. of the Chemistry of Natural Jompounds, Moscow
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SHEMYAKIN, M,M,; MAYMIND, V.I.; VAUCHUNAYTE, B.K.

Studies of compounds tagged with C]"+ and 315. Report No.l0:
Reaction involving the isomerization of azoxy compounds, &8
gtudied with the use of N15, Izv.AN SSSR Otd.khim.nank 1no.5:

866-871 My 60, (MIBA 13:6)

1. Institut biologicheskoy i meditsinskoy khimii Akademii
meditsinskikh nauk.
(Azoxy compounds) (Nitrogen—Isotopes)
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BERGEL'SON, L.D.; MOLOTKOVSKIY, Yul.G.; SHEMYAKIN, M.M.

Synthesis of macrocyclic diucetylenic lactones. Iszv.AN SSSH.
Otd.khim.nauk 1no.6:1139 J. 160. (MIBA 13:7)

1. Institut khimii prirodnylh soyedineniy Akademii nauk SSSR,
(lactones) (acatylene compounds)
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' . . 4
BERGEL'S0), L.D.; VAVER, V.A.; %}EM&AKIN, ){l.M.

New method of synthesizing unsaturated acids., Izv. AN 85SR Otd. khim.
nauk no,10:1900 O 160, (MIRA 13:10)

1, Institut khimii prirodnykh soyedineniy AN SSSR.
(Unsaturated compounds) (Acids, Organic)
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SHEMYAKIN, M.M., akndemik; aRBUZOV, Yu.n,; KOLOSOV, M.N.; OVCHINNIKOV, Yu.A.

Study of the synthetic raths used in building the ring system of
BA tetracyclines. Dokl.AN SSSR 133 no.5:1121-1124 ag ‘'60.
(MIBA 13:8)
1. Institut khimii prirodnykh soyedinsniy skademii nauk SSSR i
Moskovskiy gosuderstvennyy universitet im. M.V.ILomonosova.
(Tetracycline)
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SHEMYAKIHN, i.M. akadenik; nGauo.isi AN, TS.Ye.; MAY. l.u, V.I.; KUURYAVTSEV,
B R.V.; KURSANOV, D.i.

Study of the isomerizations of azoxy comrounds by means of 018.
Dokl. AN SSSR 135 no.2:346-349 N '60. \MIRA 13:11)

1. Institut biologicheskoy i meditsinskoy khimii AMN SSSR 4
Institut elementoorganicheskiich soyedineniy AN SSSR. 2. Chlen-
korrespondent s4 SSSR (for Kursanov).

(Oxygen--Isotopas) (Azoxy compounds)
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ikhaylow : s KOLOSOV
SHEMY AKIN, Mikhai) Mikhayloviehy—KHOKHLOV, Aleksandr Stepanovich; K ’
T et Nikolayevich; BERCEL!SON, Lev Davydovich; ANTONOV, Vladimir
Konstaninovich; SHVETSOV, Yu.B., red. izd-va; DOROKHINA, I.N., tekbn,

red,.

; ; i ikov., lzd.3., perer, i
[Chemistry of antibiotics. Khimiia antibiotikov ’
dop. Moskva, Izd-vo Akad. nauk SSSR. Vol.l. 1961, ppel=T7ke
Vol.2. 1961, pp. 780-1550, (MIRA 14:8)
( ANTIBIOTICS)
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SHEMYAEIN, M. M. (USSk hAcad. Sci. Moscow)

"The Chewlstry of Lepasipeptides.”

report egubmitted for tke International Chemistry Symposium, Stenford Unliversity,
1-3 Merch 1561
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ShEeYsKli, M. M., BERGELSCN, L. u., TAVER, M. M, (UssR).
it LR
45 New Way of Fatty Acid Syathesis.”

Report presented at the 5th International Biochemistry Congress,
‘Moscow, 10-16 August 1961
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of 1,3-dioxanes. Izv. AN SSSR. Otd. khim. nauk no32:358-359 F '61,
(MIRA 14:2)
1. Institut khimii prirodnykh soyedineniy AN SSSR.
(Dioxane) (Acetals)
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ARBUZOV, Yu.A.; KOLOSOV, M.N.; OVSHINNIKOV, Yu.A,; SHM,I..N_’_EL
New reaction of halo lactimes. Izv. AN SSSR, 0td. khim. nauk no,.2:
377 F ‘6l. (MIRA 14:2)

1. Institut khimii prirodaykh sogedineniy AN SSSR,

(Lactones
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BEKGEL!SON, L.D.; VAVER, V.A.; SHEMYAKIN, M.M.

2 ‘e cou f the Witiig reaction.
Effect of the solvent on ths steric course o .
Izv.AN SSSR Otd.khim.nauk 00.4:720-730 Ap ‘61, (MIRA 14:4)

1. Institut khimii prirodnykh soyedineniy AN SSSR,
(chemical reaction)
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